The first example of a new class of oxazoline-based scorpionate ligand, tris(4,4-dimethyl-2-oxazolinyl)phenyl borate, [ToM]−, is prepared by reaction of 2-lithio-4,4-dimethyl-2-oxazolide and 0.3 equiv of dichlorophenylborane. The steric bulk of this ligand is greater than that of tris (3, 
Summary:
The first example of a new class of oxazoline-based scorpionate ligand, tris (4,4-dimethyl-2-oxazolinyl) 1-4 Early transition metal complexes of these bulky ligands as well as those of parent tris(pyrazolyl)borate (Tp) show interesting stoichiometric chemistry [2] [3] [4] [5] [6] [7] [8] and display catalytic activity in reactions such as olefin polymerization. 2,4,8a,9,10 However, unsymmetrically substituted Tp derivatives (e.g., 3-mesitylpyrazolyl) are susceptible toward isomerization processes, giving mixtures of 3-and 5-substituted tris(pyrazolyl)borate complexes. 4 In highly reactive complexes such as [Zr(κ 3 -Tp*)(CH 2 C 6 H 5 ) 2 ] + , ligand decomposition through B-N cleavage hinders possible utility in catalysis. 2 In fact, isomerization via 1,2-sigmatropic shifts and B-N bond cleavage are common reaction pathways for pyrazolylborate ligands in a range of transition metal complexes. 1c,d,3,11 To avoid this decomposition mechanism, we designed the tris(oxazolinyl)borate scorpionate ligand that contains B-C linkages, proposed to have greater resistance to cleavage and isomerization processes. 12 The synthesis of tris(4,4-dimethyl-2-oxazolinyl)phenyl borate, [To M ] -, the first example of this new ligand class, and its coordination chemistry in new zirconium (IV) complexes are reported here. Lithium tris(4,4-dimethyl-2-oxazolin-2-yl)phenyl borate (Li[To M ]) is prepared by deprotonation of 4,4-dimethyl-2-oxazoline with n-BuLi (1.05 equiv) at -78°C followed by addition of 0.30 equiv of dichlorophenylborane (eq 1). 14 Borabox, which also is prepared via reaction of 2-lithium oxazolide and a chloroborane electrophile, forms in 4-12 h. In contrast to this short reaction time, preparation of the neutral ligand 1,1,1-tris(oxazolinyl)ethane (tris-ox) requires heating THF solutions of lithium bis(oxazoline) and 2-bromo-2-oxazoline at reflux for 5 days. ] at 50% probability. Hydrogen atoms are omitted for clarity.
